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Intermolecular Hydroacylation of Homoallylic Sulfides
Significance: Asymmetric hydroacylations are extremely atom-economic reactions for the preparation of chiral ketones starting from alkenes and aldehydes. The intermolecular hydroacylation of terminal olefins usually gives the linear (achiral) products or mixtures of regioisomers. Herein, an intermolecular asymmetric and heteroatomdirected rhodium-catalyzed hydroacylation between salicylaldehydes 1 and homoallylic sulfides 2 has been developed. The methodology allows the formation of a-branched isomers 3 in excellent regio-and enantioselectivities.
Comment: This procedure represents a mild and highly selective methodology for the preparation of chiral ketones of type 3. For the desired transformation the phosphoramidite ligand (R)-SIPHOS-PE was found to induce the highest enantioselectivities. Furthermore, the presence of the coordinating sulfur atom in the olefin is crucial to achieve a high level of regioselectivity as well as good reactivity. Electron-withdrawing and -donating groups on the aldehyde have no significant effect on the selectivity of the reaction. When (E)-or (Z)-olefins 4 are used in this transformation the ketone 5 is formed selectively in both cases. 
